General methods
Mass spectra were determined with a Waters ACQUITY H-class UPLC/MS ACQ-SQD by electron ionization (EI positive and negative) or a Finnigan TSQ7000 by electrospray ionization (ESI+). The accurate masses were done by the mass spectrometry service of the EPFL by ESI-TOF using a QTOF Ultima from Waters. NMR spectra were recorded on a Bruker Avance III-400, Bruker Avance-400 or Bruker DPX-400 spectrometer at rt; 1 H frequency is at 400.13 MHz and 13 C frequency is at 100.62 MHz. Chemical shifts (δ) are reported in parts per million (ppm) from TMS. NMR experiments were carried out in CDCl 3 . Standard abbreviations were used for denoting the multiplicities in the 1 H NMR spectra. Coupling constants (J) are reported in hertz (Hz). IR spectra were recorded in a Jasco FT/IR-4100 spectrometer outfitted with a PIKE technology. Melting points were determined using a Stuart SMP30 and are uncorrected. Flash column chromatography (FCC) was performed using Silicycle silica gel: 230-400 mesh (40-63 μm). Reactions were monitored using Merck Kieselgel 60 F254 on aluminum sheets. TLC analyses were visualized by UV fluorescence (254 nm), followed by one of the following: KMnO 4 , ninhydrine, Pancaldi solution [molybdatophosphorus acid and Ce(IV) sulfate in 4% H 2 SO 4 ]; p-anisaldehyde, or vanillin. All reagents were obtained from commercial suppliers, unless otherwise stated.
Experimental Procedures and Characterization Data

tert-Butyl 1-(2-methoxy-2-oxoethyl)-3,4-dihydro-1H-pyrido[3,4-b]indole-2(9H)-carboxylate 5:
To a solution of tryptamine (16.02 g, 100 mmol) and methyl cyanoacetate (13.3 mL, 150 mmol) in acetic acid (700 mL, 0.1 M)
was added 10% Pd/C (270 mg). The reaction mixture was stirred vigorously and the flask was evacuated and refilled with N 2 (g) for 3 times, then with H 2 (g) for 3 times. The mixture was stirred under H 2 (g) balloon at room temperature for 6 days and filtered through a Celite pad, washing with MeOH (400 mL). The concentrated residue was re-dissolved in EtOAc (500 mL) and stirred for 1 h with NaHCO 3 (aq.) being added until pH = 8.
The organic phase was separated, washed with brine, dried over Na 2 SO 4 , filtered and concentrated. The residue was used directly without any further purification.
To a solution of the crude amine in DCM (1000 mL, 0.1 M) was added di-t-butyl dicarbonate (32.7 g, 150 mmol) and stirred at room temperature for 1.5 h. The reaction mixture was concentrated in vacuo and purified by flash column chromatography (petroleum ether:EtOAc, 10:1 then 5:1) to yield a white solid (20.9 g, 96% from tryptamine 173.5, 154.5, 154.2, 135.9, 133.5, 133.0, 126.5, 122.1, 122.0, 119.4, 118.3, 118.2, 111.2, 109.0, 108.5, 80.6, 80.4, 52.2, 47.9, 47.0, 39.5, 39.1, 38.3, 28.5, 21.6, 21.3 203.3, 203.1, 167.2, 167.1, 154.5, 154.0, 135.8, 133.2, 132.8, 126.4, 121.9, 119.3, 118.1, 118.0, 111.1, 108.7, 108.3, 80.3, 52.4, 49.1, 48.9, 48.6(3) 169.8, 143.4, 137.9, 136.0, 132.6, 129.6, 126.8, 126.6, 122.1, 119.4, 118.2, 111.1, 107.7, 52.8, 52.7, 52.6, 51.0, 39.7, 33.2, 25.3, 21.5, 19.7 143.6, 137.9, 136.0, 132.1, 129.7, 127.0, 126.7, 122.4, 119.7, 118.3, 111.1, 108.3, 54.2 (2C), 52.6, 42.4, 39.9, 36.9, 34.4, 21.6, 19.8 5, 168.0, 143.8, 137.9, 136.7, 131.7, 130.1, 127.7, 127.3, 122.4, 120.7, 118.3, 112.6, 109.9, 68.4, 53.7, 53.2, 53.1, 44.7, 32.1, 27.4, 21.7, 21.3 
Crystallographic Data
STable 1 Crystal data and structure refinement for 5.
Identification code 5
Empirical formula Tables Vol C Tables 4.2 (18) (15) _geom_special_details ; All esds (except the esd in the dihedral angle between two l.s. planes) are estimated using the full covariance matrix. The cell esds are taken into account individually in the estimation of esds in distances, angles and torsion angles; correlations between esds in cell parameters are only used when they are defined by crystal symmetry. An approximate (isotropic) treatment of cell esds is used for estimating esds involving l. 
Data measured on the marmux REM Crystal colour: colourless; Crystal habit: 
